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The invention provides a recording medium having 2 or more
ink recerving layers on a substrate, wherein an upper layer of
the ink recerving layers, which 1s a layer most distant from the
substrate, and alower layer, which 1s a layer located just under
the upper layer, contain at least one selected from alumina
hydrate and alumina, an acid and a hydrophilic binder, the
acid contained 1n the upper layer 1s a carboxylic acid repre-
sented by the general formula [I], and the acid contained 1n the
lower layer 1s a sulfonic acid represented by the general

formula [1I]

R1—COOH General formula [I]

R*—SO,H. General formula [II]
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1
RECORDING MEDIUM

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present invention relates to a recording medium, and
particularly to an 1nk jet recording medium.

2. Description of the Related Art

A photographic recording medium, particularly, an 1nk jet
recording medium, achieving image quality comparable with
that of a silver salt photograph using aqueous dye mk(s) 1s
required to have good properties such as excellent color
developability for dyes, high surface glossiness and 1mage
formability having high resolution. As a constituent material
suitable for use 1n an ink recerving layer of a recording
medium capable of providing image quality having such
properties, 1s mentioned alumina hydrate or alumina, and
such a material 1s described 1n Japanese Patent Application
Laid-Open No. HO7-232475.

On the other hand, 1n addition to the image quality of a
recorded 1mage, 1image fastness properties have come to be
required 1n recent years. It 1s widely known that an 1mage
causes blurring due to diffusion of a dye 1n an ink receiving
layer under a high-humidity environment in particular to
greatly deteriorate the image quality. A magenta color tends
to strongly show this deterioration phenomenon, and thus this
phenomenon has not been permissible in an 1image forming,
method of forming a color 1image using a magenta ink. In
order to overcome this phenomenon, Japanese Patent Appli-
cation Laid-Open No. 2001-334742 has proposed causing a
cationic polymer or a polyvalent metal salt to be contained 1n
an ik recerving layer for aggregating and fixing a dye within
the 1nk recerving layer.

As a recording medium capable of preventing bronzing
under a high-humidity environment and improving image

blurring, there 1s a recording medium described 1n Japanese
Patent Application Laid-Open No. 2005-153315.

SUMMARY OF THE INVENTION

The present invention provides a recording medium com-
prising a substrate and two or more 1k receiving layers
provided on the substrate, wherein an upper layer of the ik
receiving layers, which 1s a layer most distant from the sub-
strate, and a lower layer, which 1s a layer located just under the
upper layer, are ink receiving layers containing at least one
selected from alumina hydrate and alumina, an acid and a
hydrophilic binder, and wherein the acid contained i1n the
upper layer 1s a carboxylic acid represented by the following
general formula [I], and the acid contained 1n the lower layer
1s a sulfonic acid represented by the following general for-
mula [II]:

R'—COOH

General formula [I]

[in the general formula [I], R' is a hydrogen atom or a
branched or unbranched alkyl or alkenyl group having 1 to 3
carbon atoms, with the proviso that R' may have at least one
of a hydroxyl group, an oxo group, an amino group (—NHR
or —NRR"), an alkoxy group (—OR), an acyl group
(R—CO—), alkanoylamino group (—INHCOR) and a car-
bamoyl group as a substituent, R and R' are, independently of
cach other, a hydrogen atom or an alkyl group having 1 or 2
carbon atoms, and R 1s not a hydrogen atom when the sub-
stituent 1s an alkoxy group or an alkanoylamino group]

R*—SO,H General formula [II]

[in the general formula [II], R* is a hydrogen atom or a
branched or unbranched alkyl or alkenyl group having 1 to 3
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carbon atoms, with the proviso that R* may have at least one
of an oxo group, halogen atoms, an alkoxy group (—OR) and

an acyl group (R—CO—) as a substituent, R 1s a hydrogen
atom or an alkyl group having 1 or 2 carbon atoms, and R 1s
not a hydrogen atom when the substituent 1s an alkoxy group].

DESCRIPTION OF THE EMBODIMENTS

Preferred embodiments of the present invention will now
be described in detail.

A recording medium which achieves image quality com-
parable with that of a silver salt photograph and excellent in
both image blurring resistance under a high-temperature and
high-humidity environment and bronzing resistance and has
an 1nk receiving layer containing alumina hydrate or alumina
1s not yet provided.

According to the proposal of Japanese Patent Application
Laid-Open No. 2001-3347742, a dye 1s caused to aggregate by
allowing a cationic polymer, a polyvalent metal salt or sul-
fonic acid that 1s a strong acid to be contained 1 an 1nk
receiving layer for preventing image blurring under a high-
humidity environment to make an image hard to blur. How-
ever, since the action of aggregating the dye to make the
image hard to blur 1s utilized, the so-called bronzing, which 1s
such a phenomenon that an 1imaged portion looks like metallic
luster, may occur 1n some cases. The bronzing 1s considered to
be caused by the condition that a dye 1n an 1nk excessively
aggregates on the surface of a recording medium. In particu-
lar, a cyan 1nk using a metal phthalocyanine dye as a coloring
material 1s liable to cause such a bronzing phenomenon that
the tint of reflected light thereof 1s changed from the original
white color to a red color when the shot-in ink quantity 1s
great. The bronzing phenomenon causes non-uniformity in
glossy appearance to greatly deteriorate the quality of a
recorded article. It 1s thus an important technical subject to
inhibit 1mage blurring while preventing bronzing. Japanese
Patent Application Laid-Open No. 2003-153315 only
describes an example where silica was used. When the
present inventors similarly carried out the example thereof by
using alumina hydrate or alumina, the bronzing could not be
suificiently prevented in some cases.

The present mnventors have carried out an extensive imves-
tigation as to the above-described subject. As a result, in a
recording medium having an ink recerving layer formed of
upper and lower layers containing at least one selected from
alumina hydrate and alumina, an acid and a hydrophilic
binder on a substrate, the following has been found. A detfloc-
culant of a deflocculating liquid (sol) containing at least one
of alumina hydrate and alumina contained 1n a coating liquid
for ink recerving layers greatly affects the occurrence of
image blurring and bronzing under a high-humidity environ-
ment.

More specifically, 1t has been found that when a sulfonic
acid, 1n particular, a sulfonic acid having no hydrophilic sub-
stituent such as a hydroxyl group or amino group 1s used as a
deflocculant for alumina hydrate or alumina, 1ts inhibitory
cifect on the 1image blurring under the high-humidity envi-
ronment 1s high.

To the contrary, 1t has also been found that when the sul-
fonic acid 1s used as the deflocculant, the bronzing phenom-
enon particularly easily occurs unlike the image blurring,
while the bronzing phenomenon is hard to occur when a
carboxylic acid 1s used as the flocculant, and 1ts inhibitory
elfect 1s high. The reason for this 1s as follows. When the
sulfonic acid 1s used as the deflocculant, a dye 1n an 1nk easily
causes aggregation by aciding out 1n an 1nk receving layer
and hardly diffuses even under the high-humidity environ-
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ment. It 1s thus considered that the bronzing phenomenon 1s
casily caused, but the inhibitory effect on the image blurring
1s high. In particular, 1t 1s considered that when the sulfonic
acid having no hydrophilic substituent such as a hydroxyl
group or amino group 1s used, the alumina hydrate and alu-
mina are hard to be hydrated even under the high-humidity
environment, and so the mnhibitory effect on the image blur-
ring 1s higher. However, 1t 1s considered that a dye originally
liable to aggregate, for example, a metal phthalocyanine type
cyan dye, 1s aggregated 1n excess by the action of the sulfonic
acid, whereby the bronzing phenomenon is easier to be
caused.

On the other hand, when the carboxylic acid 1s used as the
deflocculant, the bronzing phenomenon 1s hard to occur
because 1ts effect to aggregate a dye 1s poor. On the other
hand, 1t 1s considered that the 1image blurring 1s easy to occur
because the dye 1s easily re-dissolved and diffused in
hydrated water contained in the 1nk receiving layer under the
high-humidity environment.

The present inventors have further found that the cyan dye
liable to cause the bronzing tends to be applied to a position
distant from the substrate, 1.e. a shallow position relatively
near to the surface within the ink receiving layer. On the other
hand, 1t has been found that a magenta dye liable to cause the
image blurring under the high-humidity environment tends to
permeate up to a position near to the substrate, 1.e. a deep
position relatively distant from the surface.

It 1s an object of the present invention to provide a record-
ing medium that can effectively prevent image blurring under
a high-humidity environment and a bronzing phenomenon.

The recording medium according to the present invention
will hereinafter be described 1n detail.

Recording Medium

The recording medium according to the present invention
has a substrate and at least two 1nk receiving layers provided
on the substrate. The 1nk recerving layers are formed by, for
example, applying a coating liquid on the substrate and dry-
ing the coating liquid. The recording medium according to the
present mvention has such a multi-layer structure that two or
more 1k recerving layers are provided on the substrate. An
upper layer of the ink recerving layers, which 1s a layer most
distant from the substrate, and a lower layer, which 1s a layer
located just under the upper layer, contain at least one selected
from alumina hydrate and alumina, an acid and a hydrophilic
binder. The acid contained in the upper layer i1s a carboxylic
acid represented by the general formula [I], and the acid
contained 1n the lower layer 1s a sulfonic acid represented by
the general formula [1I]. For example, the upper layer can be
tormed by applying and drying a coating liquid for the upper
layer containing a dispersion containing at least one selected
from alumina hydrate and alumina deflocculated by the car-
boxylic acid represented by the general formula [I]. The lower
layer arranged just under the upper layer of the ink receiving
layers can be formed by applying and drying a coating liquid
for the lower layer containing a dispersion containing at least
one selected from alumina hydrate and alumina detlocculated
by the sulfonic acid represented by the general formula [1I]. In
the present invention, the lower layer means an 1nk receiving,
layer arranged just under the upper layer which 1s a layer most
distant from the substrate, 1.e., an 1k receiving layer adjoin-
ing the upper layer on the side of the substrate. When the 1ink
receiving layer 1s composed of 3 or more layers, the ink
receiving layer most distant from the substrate 1s referred to as
an upper layer, and the 1ink receiving layer located just under
the upper layer 1s referred to as a lower layer. Incidentally,
when the 1k recetving layer 1s composed of 3 or more layers,
any other ink recerving layer than the upper and lower layers
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may be an ink receiving layer having the same composition as
the upper or lower layer, or may be an ink receiving layer
which 1s not defined 1n the present invention and has a pub-
licly known composition. The recording medium according
to the present invention may include a double-side recording
medium with a multi-layer ink recerving layer including the
upper and lower layers applied on both surfaces of a substrate.
In addition, the recording medium according to the present
invention 1s favorably used as an 1nk jet recording medium.

Substrate

Specific examples of the substrate used in the present
invention include water-absorbable substrates such as plain
paper and coat paper, and water-resistant substrates such as
synthetic paper, plastic films and resin coated paper. In par-
ticular, resin coated paper 1s favorably used.

No particular limitation 1s imposed on the base paper of the
resin coated paper, and paper generally used may be used.
However, such smooth base paper as used in, for example, a
substrate for photograph 1s favorable. As the pulp forming the
base paper, 1s used one of natural pulp, regenerated pulp and
synthetic pulp, or a mixture of two or more thereotf. Additives
generally used in paper making, such as a sizing agent, a
paper-strengthening agent, a filler, an antioxidant, a fluores-
cent whitening agent and a dye, are incorporated into this base
paper. In addition, the surface of the base paper may be coated
with a surface sizing agent, a surface-strengthening agent, a
fluorescent whitening agent, an antioxidant, a dye and/or an
anchoring agent.

The thickness of the base paper for the resin coated paper
used 1n the present imvention 1s favorably 50 um or more.
When the thickness 1s 50 um or more, it can be well prevented
that the tensile strength and tear strength of the resulting
recording medium are weakened and that the texture thereof
1s lowered. Incidentally, the upper limit of the thickness of the
base paper 1s not particularly limited. However, the upper
limait 1s favorably 3350 um or less. The upper limit of 350 um
or less can well prevent the handling of the resulting record-
ing medium from becoming inconvenient and the cost from
increasing. In addition, the base paper 1s favorably subjected
to a surface treatment such as compression treatment by
applying a pressure during paper making or atter paper mak-
ing to impart good surface smoothness thereof. However, the
density of the base paper is favorably 0.6 g/cm” or more and
1.2 g/cm” or less. The density of 1.2 g/cm” or less can well
prevent the cushioning property ifrom lowering, the body
from weakening and the resulting recording medium from
causing a problem on conveyability. When the density 1s 0.6
g/cm” or more, it can be well prevented that the surface
smoothness of the resulting recording medium 1s lowered.
The density of the base paper is more favorably 0.7 g/cm” or
more.

The thickness of the resin coating layer of the resin coated
paper used 1n the present invention 1s generally favorably 5
um or more and 50 um or less, more favorably 8 um or more
and 40 um or less. Basically, the thickness of the resin coating
layer 1s suitably determined from curling property relating to
the thickness of the base paper. However, when the thickness
1s 5 um or more, it can be well prevented that water or gas
permeability through the resin surface 1s increased and that
the 1nk receiving layer 1s cracked due to folding. When the
thickness 1s 50 um or less, 1t can be well prevented that the
curling resistance 1s lowered and that the resulting recording
medium becomes hard to handle.

A resin for coating the front and back sides of the base
paper 1s mainly at least one of low density polyethylene
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(LDPE) and high density polyethylene (HDPE). However,
other linear low density polyethylene (LLDPE) and polypro-
pylene may be partly used.

The resin coating layer on the side (front side) on which the
ink receiving layer 1s formed 1s favorably a resin coating layer
formed by adding rutile- or anatase-type titanium oxide, a
fluorescent whitening agent and ultramarine blue into poly-
cthylene to improve opacity, whiteness degree and hue, as
widely conducted for photographic paper. The content of
titanium oxide in the resin coating layer on the side (front
side) on which the ik receiving layer 1s formed 1s favorably
about 3% by mass or more and 20% by mass or less, more
tavorably 4% by mass or more and 13% by mass or less, based
on the resin 1n the resin coating layer.

The resin coated paper may be used as glossy paper or such
s1lk-finish-paper as provided 1n ordinary photographic paper
by conducting the so-called embossing treatment at the time
polyethylene 1s melt-extruded and applied on the surface of
the base paper.

As the plastic film used 1n the present invention, 1s used a
f1lm produced from, for example, a thermoplastic resin such
as polyethylene, polypropylene, polystyrene, polyvinyl chlo-
ride or polyester, or a thermosetting resin such as a urea resin,
melamine resin or phenol resin. The thickness of a general
plastic film used in the present invention 1s favorably 50 um or
more and 250 um or less.

Ink Receiving Layer

The ink recerving layer used 1n the present invention 1s a
multi-layer ink receiving layer having two or more layers, and
the upper and lower layers thereol contains at least one
selected from alumina hydrate and alumina, an acid and a
hydrophilic binder. The ink recewving layer 1s formed by
applying a coating liquid on a substrate and drying the coating
liquid. As described above, an 1nk receiving layer having a
publicly known composition may be used as other ink rece1v-
ing layers than the upper and lower layers of the ink receiving
layer, so that the upper layer and lower layer of the ink
receiving layer will be described in detail 1n the present speci-
fication.

Coating Liquid

The coating liquids for the upper layer and lower layer used
in the present invention contain a dispersion which 1s pre-
pared by deflocculating at least one of alumina hydrate and
alumina by a deflocculating acid, which will be described
subsequently, and contains at least one of alumina hydrate
and alumina, and a hydrophilic binder. The coating liquids for
the upper layer and lower layer may contain a crosslinking,
agent, which will be described subsequently, and additives.

Alumina Hydrate and Alumina

At least one selected from alumina hydrate and alumina 1s
tavorably used 1n the upper and lower ink receiving layers
used 1n the present invention. In particular, alumina hydrate 1s
tavorably used from the viewpoints of color developability
and ink absorbency.

Alumina Hydrate

The alumina hydrate favorably used 1n the present inven-
tion 1s represented by the following general formula (1):

Al 05 ,(OH),,.mH,0 (1)

wherein n 1s any one of 1, 2 and 3, and m 1s a number of O or
more and 10 or less, favorably 0 or more and 5 or less. In many
cases, mH,O represents an aqueous phase, which does not
participate in the formation of a crystal lattice, but 1s able to
climinate. Therefore, m may take a value other than an 1nte-
ger. However, n and m are not 0 at the same time.

Among these, favorable alumina hydrate 1s alumina
hydrate exhibiting a beohmite structure or amorphous struc-
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ture when analyzed by the X-ray diffractometry. As specific
examples thereol, may be mentioned the alumina hydrates
described 1n Japanese Patent Application Laid-Open Nos.
HO07-2324°73, HO8-132731, H09-066664 and H09-076628.
Specific examples of the shape of the alumina hydrate used 1n
the present invention include amorphous, spherical and plate-
let forms. Alumina hydrate having any one of these forms
may be used, and those having different forms may be used in
combination. In particular, alumina hydrate with a number
average particle size of primary particles of 5 nm or more and
50 nm or less 1s favorable, and plate-like alumina hydrate
having an aspect ratio of 2 or more 1s favorable.

The aspect ratio can be determined according to the
method described 1n Japanese Patent Publication No. HO5-
016015. More specifically, the aspect ratio 1s expressed by a
ratio of “diameter” to “thickness™ of a particle. The term
“diameter” as used herein means a diameter (equivalent circle
diameter) of a circle having an area equal to a projected area
of the particle, which has been obtained by observing the
alumina hydrate through a microscope or electron micro-
scope. Alumina hydrate having a specific surface area of 100
m~/g or more and 200 m*/g or less as calculated by the BET
method 1s favorably used, and alumina hydrate having a BET
specific surface area of 125 m~/g or more and 175 m*/g or less
1s more favorably used.

The BET method 1s a method for measuring the surface
area ol powder by a gas-phase adsorption method, and 1s a
method for determining the total surface area that 1 g of a
sample has, 1.e., the specific surface area, from an adsorption
1sotherm. In the BET method, mitrogen gas 1s generally used
as an adsorption gas, and a method of measuring an adsorp-
tion amount from a change in the pressure or volume of the
gas to be adsorbed 1s oftenest used. At this time, the Brunauer-
Emmett-Teller equation 1s most marked as that indicating the
1sotherm of multimolecular adsorption, called the BET equa-
tion and widely used 1n determination of the specific surface
area. According to the BET method, the specific surface area
1s determined by finding an adsorption amount based on the
BET equation and multiplying this value by an area occupied
by amolecule adsorbed at the surface. In the BE'T method, the
relationship between a certain relative pressure and an
absorption amount 1s determined several times, and the slope
and intercept of plots thereot are found by the method of least
squares to derive the specific surface area. In the present
invention, the relationship between the relative pressure and
the absorption amount 1s determined several times to derive
the specific surface area.

The alumina hydrate can be generally prepared according,

to a publicly known process such as a process of hydrolyzing
an aluminum alkoxide or a process of hydrolyzing sodium
aluminate as described in U.S. Pat. No. 4,242,271 or U.S. Pat.
No. 4,202,8°70. The alumina hydrate can also be prepared by
a publicly known process 1n which an aqueous solution of
aluminum sulfate or aluminum chloride 1s added to an aque-
ous solution of sodium aluminate to conduct neutralization as
described 1n Japanese Patent Publication No. S57-447605.
Specific examples of the alumina hydrate suitable for use 1n
the present mvention include alumina hydrates showing a
beohmite structure or amorphous structure when analyzed by

the X-ray diffractometry and described in Japanese Patent
Application Laid-Open Nos. HO07-232473, HO8-132731,

HO09-066664 and HO09-076628. In addition, commercially
available alumina hydrate (trade name: DISPERAL HP14,
product of Sasol Co.)may be mentioned as a specific example
of the alumina hydrate.
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Alumina

As examples of the alumina, may be mentioned y-alumina,
a.-alumina, o-alumina, O-alumina and y-alumina. Among
these, v-alumina 1s favorable from the viewpoints of color
developability and ink absorbency. The y-alumina 1s obtained
by heating and baking alumina hydrate prepared according to
a publicly known process at a temperature o1 400° C. or more
and 900° C. or less.

The alumina hydrate and alumina may be used 1n combi-
nation. More specifically, the alumina hydrate and alumina
are mixed and dispersed 1n a state of powder to prepare a
dispersion liquid. An alumina hydrate dispersion liquid and
an alumina dispersion liquid may also be mixed for use.

Aqueous Dispersion Containing Deflocculating Acid and
at Least One of Alumina Hydrate and Alumina

The alumina hydrate or alumina used 1n the present inven-
tion are contained 1n a state of an aqueous dispersion defloc-
culated by a deflocculant in coating liquids for upper and
lower 1k receiving layers. When the alumina hydrate and
alumina are used singly, the aqueous dispersions thereof are
referred to as an aqueous alumina hydrate dispersion and an
aqueous alumina dispersion, respectively. The aqueous dis-
persion containing at least one of the alumina hydrate and
alumina used 1n the present invention contains at least one of
the alumina hydrate and alumina and an acid. An aqueous
dispersion containing both alumina hydrate and alumina can
be prepared by mixing the alumina hydrate and alumina 1n a
state of powder and adding a dispersion medium and a detloc-
culant thereto. The aqueous dispersion containing both alu-
mina hydrate and alumina can also be prepared by separately
preparing an aqueous alumina hydrate dispersion and an
aqueous alumina hydrate and then mixing such aqueous dis-
persions. The aqueous dispersion containing at least one of
the alumina hydrate and alumina may contain a pigment
dispersant, a thickener, a tlowability modifier, an antifoaming
agent, a foam inhibitor, a surfactant, a parting agent, a pen-
etrant, a coloring pigment, a coloring dye, a fluorescent whit-
ening agent, an ultraviolet absorbent, an antioxidant, a pre-
servative, a mildew-proofing agent, a water-proofing agent, a
dye fixer, a hardener and/or a weathering agent as needed. The
dispersion medium of the aqueous dispersion containing at
least one of the alumina hydrate and alumina 1s favorably
water. In the present invention, an acid (deflocculating acid) 1s
used as the flocculant. In the upper ink receiving layer most
distant from the substrate, the detlocculating acid 1s a car-
boxylic acid represented by the following formula [I], and
such a layer 1s formed by applying a coating liquid (coating
liguid for upper layer) containing the aqueous dispersion
containing at least one of the alumina hydrate and alumina
deflocculated by such a carboxylic acid. In the lower ink
receiving layer, the deflocculating acid 1s a sulifonic acid
represented by the following formula [1I], and such a layer 1s
tormed by applying a coating liquid (coating liquid for lower
layer) containing the aqueous dispersion containing at least
one of the alumina hydrate and alumina deflocculated by such
a sulfonic acid.

Incidentally, it 1s supposed that when the above-described
carboxylic acid and sulfonic acid are used in combination 1n
the upper and lower layers, the image blurring resistance and
the bronzing resistance are lowered.

R1—COOH General formula [I]

[in the general formula [I], R' is a hydrogen atom or a
branched or unbranched alkyl or alkenyl group having 1 to 3
carbon atoms, with the proviso that R' may have at least one
of a hydroxyl group, an oxo group, an amino group (—NHR
or —NRR'"), an alkoxy group (—OR), an acyl group
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(R—CO—), alkanoylamino group (—INHCOR) and a car-
bamoyl group as a substituent, R and R' are, independently of
cach other, a hydrogen atom or an alkyl group having 1 or 2
carbon atoms, and R 1s not a hydrogen atom when the sub-
stituent 1s an alkoxy group or an alkanoylamino group]

R*—SO;H General formula [II]

[in the general formula [II], R* is a hydrogen atom or a
branched or unbranched alkyl or alkenyl group having 1 to 3
carbon atoms, with the proviso that R* may have at least one
of an oxo group, halogen atoms, an alkoxy group (—OR) and
an acyl group (R—CO—) as a substituent, R 1s a hydrogen
atom or an alkyl group having 1 or 2 carbon atoms, and R 1s
not a hydrogen atom when the substituent 1s an alkoxy group].

The detlocculating acid used 1n the present mvention 1s
supposed to be adsorbed and coordinated on the surface of the
alumina hydrate or alumina in the aqueous dispersion (sol).
The adsorbed state of the deflocculating acid 1s retained even
alter the coating liquid 1s applied and dried into a solid 1nk
receiving layer. Therefore, 1t 1s supposed that the defloccu-
lating acid used in the present invention is difficult to easily
diffuse 1n the layer due to a convection action during the
drying of the ink recerving layer so as to unity the concentra-
tion of the detlocculating acid in the whole multi-layer 1nk
receiving layer. When the acid 1s applied by impregnation
aiter the formation of the recerving layer, the acid uniformly
permeates and diffuses 1n the each layer, so that 1t 1s difficult
that the bronzing-preventing function in the upper layer and
the image blurring-preventing function in the lower layer act
mutually supplementally. As a result, the bronzing resistance
and 1mage blurring resistance tend to be lowered. It 1s thus
tavorable that the coating liquids contain the respective acids.

R' in the general formula [1] or R* in the general formula
[1I] 1s a hydrogen atom or a branched or unbranched alkyl or
alkenyl group having 1 to 3 carbon atoms. In the case of a
deflocculating acid in which R" or R” is an alkyl or alkenyl
group having 4 or more carbon atoms or an aromatic ring, a
coating liquid prepared by mixing a dispersion containing at
least one of the alumina hydrate and alumina using this
deflocculating acid and the hydrophilic binder 1s liable to
cause gelling, so that such a deflocculating acid 1s unsuitable.

Specific examples ol the carboxylic acid represented by the
general formula [I] and contained 1n the upper 1nk receiving
layer include formic acid, acetic acid, propionic acid, acrylic
acid, butyric acid, 1sobutyric acid, crotonic acid, vinylacetic
acid, methacrylic acid, methoxyacetic acid, ethoxyacetic
acid, 3-hydroxypropionic acid, glycolic acid, lactic acid,
pyruvic acid, glyoxylic acid, glyceric acid and 2-hydroxy-
isobutyric acid. These acids may be used either singly or 1n
any combination thereof.

On the other hand, specific examples of the sulfonic acid
represented by the general formula [1I] and contained 1n the
lower ink recerving layer include methanesulfonic acid,
cthanesulfonic acid, 1-propane-sulifonic acid, 2-propane-
sulfonic acid, chloromethane-sulfonic acid, dichlo-
romethanesulfonic acid, trichloro-methanesulfonic acid and
trifluoromethanesulfonic acid. These acids may be used
either singly or in any combination thereof.

Solid Content Concentration of Dispersion Containing at
Least One of Alumina Hydrate and Alumina

The solid content concentrations of the dispersion contain-
ing at least one of the alumina hydrate and alumina in the
coating liquids for the upper and lower layer are each favor-
ably 10% by mass or more and 40% by mass or less. When the
solid content concentration of the dispersion 1s 10% by mass
or more, 1t can be well prevented that cracking occurs upon
coating. When the solid content concentration of the disper-
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s10n 1s 40% by mass or less, 1t can be well prevented that the
dispersion becomes unstable to easily gel and that the coating
property of the coating liquid 1s deteriorated.

The solid content concentration of the dispersion 1s par-
ticularly favorably 20% by mass or more and 35% by mass or
less from the viewpoint of viscosity stability of the disper-
sion. Incidentally, the solid content concentrations of the
dispersion contaiming at least one of the alumina hydrate and
alumina means the proportion, in terms of percent by mass, of
the whole solid content of the dispersion containing at least
one of the alumina hydrate and alumina 1n each of the coating
liquids for upper and lower layer.

Amount of Acid Used

The amount of the acid used for detlocculating the alumina
hydrate and alumina used in the present invention may vary
according to the kind of the acid, and the particle sizes and
specific surface areas of the alumina hydrate and alumina.
However, the amount of the carboxylic acid represented by
the general formula [I] and contained 1n the upper ink receiv-
ing layer 1s favorably 200 mmol or more and 500 mmol or less
per 1 kg in total of the alumina hydrate and alumina. When the
amount of the carboxylic acid used 1s 200 mmol or more, the
coating liquid can be well prevented from greatly increasing
its sol viscosity. When the amount of the carboxylic acid used
1s 500 mmol or less, the quality of the resulting 1image can be
well prevented from being markedly lowered by occurrence
of the bronzing phenomenon and/or blurring without more
increasing the detlocculating etiect.

The amount of the sulfonic acid represented by the general
formula [II] and contained in the lower 1nk recerving layer 1s
tavorably 100 mmol or more and 300 mmol or less per 1 kg in
total of the alumina hydrate and alumina.

When the amount of the sulfonic acid used 1s 100 mmol or
more, the coating liquid can be well prevented from greatly
increasing its sol viscosity, and the image blurring resistance
under the high-humidity environment can be well prevented
from being lowered. When the amount of the sulfonic acid
used 1s 300 mmol or less, occurrence of the bronzing phe-
nomenon and/or blurring can be well prevented without
reaching the limit of the deflocculating effect, and the quality
of the resulting 1image can be well prevented from being
markedly lowered.

The particles of the alumina hydrate and alumina in the
dispersion containing at least one of the alumina hydrate and
alumina may be ground to a desired particle size by a physical
unit using a grinding and deflocculating machine. As the
orinding and deflocculating machine, may be used various
kinds of deflocculating machines. Examples thereof include
high-pressure homogenizers, ultrasonic homogenizers, wet
media type grinding machines (sand mill and ball maill), con-
tinuous high-speed agitation type deflocculating machines
and ultrasonic detlocculating machines.

Coating Liquid for Ink Recerving Layer

The coating liquids for upper and lower 1nk receiving lay-
ers used 1n the present invention can be prepared by adding a
hydrophilic binder and a crosslinking agent to the dispersion
containing at least one of the alumina hydrate and alumina.
The upper and lower ink receiving layers can be formed by
coating a substrate with these coating liquids and drying the
coating liquids.

Hydrophilic Binder

The coating liquids for upper and lower 1nk receiving lay-
ers used in the present invention contain at least one of the
alumina hydrate and alumina as an 1nk recerving material and
besides a hydrophilic binder for retaining properties as a
coating film. As the hydrophilic binder, may be used a pub-
licly known binder. Examples thereof include polyvinyl alco-
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hol and dernivatives thereof, gelatin, polyvinyl pyrrolidone,
polyethylene oxide, polyacrylic acid, polyacrylamide, dex-
trin, hydroxyethyl cellulose, carboxymethyl cellulose and
starch. A hydrophilic binder relatively low 1n swelling prop-
erty at about room temperature 1s favorably used from the
viewpoint of the undesirable condition that voids can be well
prevented from being closed by swelling of the hydrophilic
binder upon 1nitial permeation of an k. A particularly favor-
able hydrophilic binder 1s completely or partially saponified
polyvinyl alcohol or cationically modified polyvinyl alcohol.
Polyvinyl alcohol having a sapomfication degree of from
80% by mol to 100% by mol (completely saponified) 1s par-
ticularly favorable from the viewpoints of water resistance,
ink absorbency and color developability. Polyvinyl alcohol
having a weight average polymerization degree of 500 or
more and 5,000 or less 1s favorable from the viewpoint of
preventing a coating surface from causing cracking upon
drying. The saponification degree 1s a value measured accord-
ing to the method of JIS K 6726 and 1s chemically the pro-
portion of the number of moles of a hydroxyl group produced
by a saponification reaction when polyvinyl acetate 1s saponi-
fied 1nto polyvinyl alcohol.

Examples of the cationically modified polyvinyl alcohol
include polyvinyl alcohol having any one of primary to ter-
tiary amino groups and a quaternary ammonium group 1n a
main or side chain of polyvinyl alcohol as described 1n, for
example, Japanese Patent Application Laid-Open No. S61-
010483.

The polyvinyl alcohol 1s favorably used 1n a state of an
aqueous solution, and the dry solid content concentration of
polyvinyl alcohol in the aqueous solution 1s favorably 3% by
mass or more and 20% by mass or less. When the dry solid
content concentration 1s 3% by mass or more and 20% by
mass or less, the concentration of the coating liquid can be
well prevented from being excessively lowered to greatly
lowering a drying speed, and to the contrary, the viscosity of
the coating liquid can be well prevented from being greatly
increased due to excessive increase ol the concentration of the
coating liquid to impair the smoothness of the coating sur-
face.

Amount Used

The amount of the hydrophilic binder 1s favorably 7% by
mass or more and 15% by mass or less 1n terms of solid
content based on the total amount of the alumina hydrate and
alumina from the viewpoints of well preventing cracking of a
coating surface upon drying and achieving excellent ink
absorbency. Incidentally, this amount (% by mass) can be
calculated according to a numerical expression of {(Solid
content mass of hydrophilic binder)x100/('Total solid content
mass of alumina hydrate and alumina)}.

In the upper and lower 1nk receiving layers and the coating,
liquids for ink recerving layers thereol, another water-in-
soluble binder than the hydrophilic binder, such as a polymer
latex, may also be used 1n combination as needed. However,
the water-insoluble binder 1n each layer and each coating
liquid 1s favorably 50% by mass or less based on the hydro-
philic binder. The total amount of the hydrophilic binder and
the water-insoluble binder 1s favorably 5% by mass or more
and 30% by mass or less based on the total amount of the
alumina hydrate and alumina 1n each layer and each coating
liquad.

Crosslinking Agent

The upper and lower 1nk recerving layers used in the
present invention and the coating liquids for ink recerving
layers thereof favorably contain a crosslinking agent together
with the hydrophilic binder. The order of addition of them
may be arbitrary. Specific examples of the crosslinking agent
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include aldehyde compounds, melamine compounds, 1socy-
anate compounds, zirconium compounds, amide compounds,
aluminum compounds, boric acid and boric acid salts. The
crosslinking agent 1s favorably at least one of these com-
pounds. Among these, boric acid and boric acid salts are
favorable from the viewpoints of crosslinking rate and pre-
vention of cracking of a coating surface. Examples of boric
acid usable as the crosslinking agent include not only
orthoboric acid (H,BO,) but also metaboric acid and hypobo-
ric acid.

As examples of boric acid salts, may be mentioned
orthoborates (for example, InBO,, ScBO,, YBO,, LaBO,,

Mg.(BO,), and CO4(BO,),), diborates (for example,
Mg.B.0O. and CO,B,0.), metaborates (for example, L1BO,,
Ca(BO,),, NaBO, and KBOQO,), tetraborates (for example,
Na,B,0,.10H,0), and pentaborates (for example,
KB.0..4H,0, Ca,B.0,,.7H,0O and CsB.0.). Among these
boric acids and boric acid salts, orthoboric acid 1s favorably
used from the viewpoints of stability with time of the coating,
liquids and an 1nhibitory eflect on occurrence of cracking.
The amount of the crosslinking agent added 1s favorably 0.2%
by mass or more and 8.0% by mass or less, more favorably
0.5% by mass or more and 3.0% by mass or less, 1n terms of
dry solid content based on the total dry solid content of the
alumina hydrate and alumina making up each of the upper and
lower ink receiving layers from the viewpoints of viscosity
stability of the coating liquids and ink absorbency.

Orthoboric acid 1s favorably used 1n a state of an aqueous
solution, and the dry solid content concentration of the aque-
ous solution 1s favorably 0.5% by mass or more and 8.0% by
mass or less from the viewpoints of preventing great delay of
a drying rate due to excessive lowering of the concentration of
the coating liquid and preventing deposition of orthoboric
acid.

Additives

The upper and lower 1nk receiving layers and the coating
liquids for 1nk recerving layers thereol may contain various
kinds of additives as needed. Examples of additives include
fixing agents such as various kinds of cationic resins, floccu-
lants such as polyvalent metal salts, surfactants, fluorescent
whitening agents, thickeners, antifoaming agents, foam
inhibitors, parting agents, penetrants, lubricants, ultraviolet
absorbents, antioxidants, leveling agents, preservatives, pH
adjustors, and various kinds of aids publicly known 1n the
technical field of the present invention. The amounts of these
additive added may be suitably adjusted.

Examples of usable cationic resins include polyethylene
imine resins, polyamine resin, polyamide resins, polyamide
epichlorohydrin resins, polyamine epichlorohydrin resins,
polyamidopolyamine epichlorohydrin reins, polydially-
lamine resins and dicyandiamide condensates. These water-
soluble resins may be used either singly or 1n any combination
thereof.

Formation of Ink Recerving Layer

Solid Content Coating Amount of Coating Liquid

The recording medium according to the present invention
has two or more 1nk receiving layers. The solid content coat-
ing amount of the upper ink receiving layer 1s favorably 7
g/m* or more and 20 g/m” or less. When the solid content
coating amount of the upper layer is 7 g/m” or more, it can be
well prevented that the action of the sulfonic acid contained in
the lower layer reaches the upper layer and that the bronzing,
resistance 1s lowered. When the solid content coating amount
of the upper layer is 20 g/m~ or less, it can be well prevented
that the action of the sulfonic acid contained 1n the lower layer
1s weakened and that the image blurring resistance under the
high-humidity environment 1s lowered. The solid content
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coating amount of the lower ik receiving layer 1s favorably
10 g/m* or more and 40 g/m* or less. When the solid content

coating amount of the lower layer is 10 g¢/m* or more, it can be
well prevented that the image blurring-preventing function
under the high-humidity environment 1s substantially weak-
ened and that the image blurring resistance 1s lowered. When
the solid content coating amount of the lower layer is 40 g/m?
or less, it can be well prevented that the coating surface 1s
cracked upon drying due to the overthickness of the coating
layer.

In the case of 3 or more ink receiving layers, the solid
content coating amount of other ink recerving layers than the
upper and lower ink receiving layers is favorably 0.05 g/m” or
more and 30.00 g/m* or less.

Forming Method of Ink Receiving Layer

For a forming method of the ink recerving layer used 1n the
present invention, may be used any publicly known coating
system. Examples of such a system include a slot die system,
a slide bead system, a curtain system, an extrusion system, an
air knife system, a roll coating system and a rod bar coating
system. The 2 or more ink receiving layers used 1n the present
invention may be formed by conducting coating and drying
by a sequential coating technique or a simultaneous multi-
layer coating technique. In particular, a simultaneous multi-
layer coating technique using the slide bead system 1s a favor-
able method 1n that productivity 1s high.

Upon drying after the coating, for example, a hot air dryer
such as a linear tunnel dryer, arch dryer, air loop dryer or sine
curve air tloat dryer, an infrared heating dryer, or a dryer
utilizing microwave may be suitably chosen for use.

Examples

The present mvention will hereinafter be described 1n
detaill by the {following Examples and Comparative
Examples. However, the contents of the present invention are
not limited to these examples. Incidentally, “parts or part”
means “parts or part by mass”.

Preparation of Substrate

After 0.60 parts of cationized starch, 10 parts of heavy
calcium carbonate, 15 parts of precipitated calcium carbon-
ate, 0.10 parts of an alkyl ketene dimmer and 0.03 part of
cationic polyacrylamide were externally added to a pulp com-
posed of 80 parts of Laulholz bleached kratt pulp (LBKP)
having a freeness of 450 ml CSF (Canadian Standard Free-
ness) and 20 parts of Nadelholz bleached krait pulp (NBKP)
having a freeness ol 480 ml CSF, the resultant mixture was
adjusted with water so as to give a solid content concentration
of 3% by mass to obtain a paper stock. Paper was made from
the resultant paper stock by means of a Fourdrinear paper
machine, and the paper was subjected to a 3-stage wet press-
ing process and dried by a multi-cylinder dryer. After the
paper was then impregnated with an aqueous solution of
oxidized starch by a size presser so as to give a coating
amount of 1.0 g/m” and dried, the thus-treated paper was
fimshed by a machine calendar to obtain a base paper having
a basis weight of 155 g/m”.

A resin composition composed of low density polyethyl-
ene (70 parts), high density polyethylene (20 parts) and tita-
nium oxide (10 parts) was applied in an amount of 25 g/m~ on
a front side of the paper base thus obtained to form a coating
resin layer. A resin composition composed of high density
polyethylene (50 parts) and low density polyethylene (50
parts) was applied in an amount of 30 g/m~ on a back side of
the paper base to form a coating resin layer, thereby obtaining
resin coated paper. After the front side of the resin coated
paper thus obtained was subjected to a corona discharge
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treatment, acid-treated gelatin was applied thereon so as to
give a solid content coating amount of 0.05 g/m?, thereby

foaming an easily adherent layer, and the back side of the
resin coated paper was subjected to a corona discharge treat-
ment. Thereafter, a back layer containing about 0.4 g of a
styrene-acrylic acid ester type latex binder having a Tg (glass
transition point) ol about 80° C., 0.1 g of an antioxidant
(cationic polymer) and 0.1 g of colloidal silica was applied
and formed on the back side of the resin coated paper to
prepare a substrate.

Preparation of Recording Medium 1

Preparation of Alumina Hydrate Dispersion for Upper Ink
Receiving Layer

To 333.00 parts of 1on-exchanged water, was added 2.00
parts of acetic acid as a carboxylic acid represented by the
general formula [I] to prepare an aqueous solution of acetic
acid. While this aqueous solution of acetic acid was stirred
under rotating conditions of 3,000 rpm by a homomixer
(manufactured by Tokushu Kika Kogyo Co., Ltd., trade
name: T.K. Homomixer MARK II Type 2.5), 100.00 parts of
alumina hydrate (trade name: DISPERAL HP14, product of
Sasol Co.) was gradually added. The stirring was continued
tor 30 minutes even after completion of the addition, thereby
obtaining an aqueous dispersion of the alumina hydrate
deflocculated by acetic acid. At this time, the content of acetic
acid 1n the aqueous alumina hydrate dispersion was 333 mmol
per 1 kg of the alumina hydrate, and the solid content con-
centration of the aqueous solution was 23% by mass.

Preparation of Alumina Hydrate Dispersion for Lower Ink
Receiving Layer

To 333.00 parts of 1on-exchanged water, was added 1.50
parts of methanesulfonic acid as a sulfonic acid represented
by the general formula [II] to prepare an aqueous solution of
methanesulionic acid. While this aqueous solution of meth-
anesulfonic acid was stirred under rotating conditions of
3,000 rpm by a homomixer (trade name: T.K. Homomixer
MARK II Type 2.5, manufactured by Tokushu Kika Kogyo
Co., Ltd.), 100.00 parts of alumina hydrate (trade name:
DISPERAL HP14, product of Sasol Co.) was gradually
added. The stirring was continued for 30 minutes even after
completion of the addition, thereby obtaiming an aqueous
dispersion of the alumina hydrate deflocculated by methane-
sulfonic acid. At this time, the content of methanesulfonic
acid 1n the aqueous alumina hydrate dispersion was 156 mmol
per 1 kg of the alumina hydrate, and the solid content con-
centration of the aqueous solution was 23% by mass.

Coating Liquids for Upper Ink Recerving Layer and Lower
Ink Receiving Layer

In each of the aqueous alumina hydrate dispersion for the
upper 1k recerving layer and the aqueous alumina hydrate
dispersion for the lower 1ink receiving layer prepared above,
was mixed a 3.0% by mass aqueous solution of orthoboric
acid. At this time, the amount of the aqueous solution of
orthoboric acid added to each of the aqueous dispersions was
adjusted to 1.5 parts 1n terms of dry solid content per 100 parts
in terms of dry solid content of the alumina hydrate in each
aqueous dispersion. A 8.0% by mass (in terms of dry solid
content) aqueous solution of polyvinyl alcohol (trade name:
PVA 235, product of Kuraray Co., Ltd., weight average poly-
merization degree: 3,500, sapomification degree: 88% by
mol) as a hydrophilic binder was then mixed with each of the
resultant mixtures. At this time, the amount of the aqueous
polyvinyl alcohol solution added to each mixture was
adjusted to 10 parts in terms of dry solid content per 100 parts
in terms of dry solid content of the alumina hydrate 1n each
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mixture. Incidentally, when the dry solid content of the aque-
ous polyvinyl alcohol solution in each mixture after the addi-
tion of the aqueous PVA solution 1s regarded as 100 parts, the
dry solid content of orthoboric acid added was 15 parts. The
mixture for the lower ink receiving layer after the addition of
the aqueous PVA solution was provided as a coating liquid for
the lower ik receiving layer. A surfactant (trade name: Sur-
tynol 465, product of Nisshin Chemical Industry Co., Ltd.)
was Turther added to the mixture for the upper 1nk recerving
layer after the addition of the aqueous PVA solution to pre-
pare a coating liquid for the upper 1nk receiving layer. At that
time, the surfactant was added 1n an amount of 0.1% by mass
based on the whole mass of the coating liquid for the upper
ink receiving layer.

Preparation of Ink Receirving Layer

The two kinds of coating liquids for upper and lower ink
receiving layers were applied on the front side of the substrate
by amulti-layer slide hopper type coater so as to form 2 layers
in total of an upper layer and a lower layer. Incidentally, the
solid content coating amounts of the lower and upper ink
receiving layers were controlled to 30 g/m* and 10 g/m”,
respectively. The substrate was then dried at 60° C. to obtain
Recording Medium 1.

Preparation of Recording Medium 2

Recording Medium 2 was obtained 1n the same manner as
in Recording Medium 1 except that methanesulfonic acid
used 1n the preparation of the aqueous alumina hydrate dis-
persion for the lower ink receiving layer in Recording
Medium 1 was changed to the same parts of ethanesulfonic
acid.

Preparation of Recording Medium 3

Recording Medium 3 was obtained 1n the same manner as
in Recording Medium 1 except that methanesulfonic acid
used 1n the preparation of the aqueous alumina hydrate dis-
persion for the lower ink receiving layer in Recording
Medium 1 was changed to the same parts of propanesulfonic
acid.

Preparation of Recording Medium 4

Recording Medium 4 was obtained 1n the same manner as
in Recording Medium 1 except that methanesulfonic acid
used 1n the preparation of the aqueous alumina hydrate dis-
persion for the lower ink receiving layer in Recording
Medium 1 was changed to the same parts of trifluoromethane-
sulfonic acid.

Preparation of Recording Medium 5

Recording Medium 5 was obtained 1n the same manner as
in Recording Medium 1 except that acetic acid used 1n the
preparation of the aqueous alumina hydrate dispersion for the
upper 1nk receiving layer in Recording Medium 1 was
changed to the same parts of formic acid.

Preparation of Recording Medium 6

Recording Medium 6 was obtained 1n the same manner as
in Recording Medium 1 except that acetic acid used 1n the
preparation of the aqueous alumina hydrate dispersion for the
upper 1k receiving layer in Recording Medium 1 was
changed to the same parts of propionic acid.
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Preparation of Recording Medium 7

Recording Medium 7 was obtained in the same manner as
in Recording Medium 1 except that acetic acid used 1n the
preparation of the aqueous alumina hydrate dispersion for the
upper 1k recerving layer in Recording Medium 1 was
changed to the same parts of butyric acid.

Preparation of Recording Medium 8

Recording Medium 8 was obtained in the same manner as
in Recording Medium 1 except that acetic acid used in the
preparation of the aqueous alumina hydrate dispersion for the
upper 1nk receiving layer in Recording Medium 1 was
changed to the same parts of lactic acid.

Preparation of Recording Medium 9

Recording Medium 9 was obtained in the same manner as
in Recording Medium 1 except that acetic acid used 1n the
preparation of the aqueous alumina hydrate dispersion for the
upper 1k receiving layer in Recording Medium 1 was
changed to the same parts of pyruvic acid.

Preparation of Recording Medium 10

Recording Medium 10 was obtained 1n the same manner as
in Recording Medium 1 except that acetic acid used 1n the
preparation of the aqueous alumina hydrate dispersion for the
upper 1k receiving layer in Recording Medium 1 was
changed to the same parts of vinylacetic acid.

Preparation of Recording Medium 11

Recording Medium 11 was obtained 1n the same manner as
in Recording Medium 1 except that the 8.0% by mass (in
terms of dry solid content) aqueous solution of polyvinyl
alcohol used 1n the preparation of the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed to the same parts ofa 8.0%
by mass (in terms of dry solid content) aqueous solution of
polyvinyl pyrrolidone (hydrophilic binder, trade name: K-85,
product of NIPPON SHOKUBAI CO., LTD.).

Preparation of Recording Medium 12

Recording Medium 12 was obtained 1n the same manner as
in Recording Medium 1 except that the addition amount of
acetic acid used 1n the preparation of the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed from 2.00 parts to 1.10
parts. At this time, the content of acetic acid 1n the aqueous
alumina hydrate dispersion in the coating liquid for the upper

layer was 183 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 13

Recording Medium 13 was obtained 1n the same manner as
in Recording Medium 1 except that the addition amount of
acetic acid used 1n the preparation of the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed from 2.00 parts to 1.20
parts. At this time, the content of acetic acid in the aqueous
alumina hydrate dispersion in the coating liquid for the upper
layer was 200 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 14

Recording Medium 14 was obtained 1n the same manner as
in Recording Medium 1 except that the addition amount of
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acetic acid used 1n the preparation of the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed from 2.00 parts to 3.00
parts. At this time, the content of acetic acid in the aqueous
alumina hydrate dispersion in the coating liquid for the upper
layer was 500 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 15

Recording Medium 15 was obtained in the same manner as
in Recording Medium 1 except that the addition amount of
acetic acid used 1n the preparation of the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed from 2.00 parts to 3.30
parts. At this time, the content of acetic acid 1n the aqueous
alumina hydrate dispersion in the coating liquid for the upper
layer was 550 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 16

Recording Medium 16 was obtained in the same manner as
in Recording Medium 1 except that the addition amount of
methanesulfonic acid used 1n the preparation of the aqueous
alumina hydrate dispersion for the lower ink recerving layer
in Recording Medium 1 was changed from 1.50 parts to 0.90
parts. At this time, the content of methanesulfonic acid in the
aqueous alumina hydrate dispersion in the coating liquid for
the lower layer was 94 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 17

Recording Medium 17 was obtained in the same manner as
in Recording Medium 1 except that the addition amount of
methanesulfonic acid used 1n the preparation of the aqueous
alumina hydrate dispersion for the lower ink recerving layer

in Recording Medium 1 was changed from 1.50 parts to 2.88
parts. At this time, the content of methanesulfonic acid in the
aqueous alumina hydrate dispersion in the coating liquid for
the lower layer was 100 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 18

Recording Medium 18 was obtained in the same manner as
in Recording Medium 1 except that the addition amount of
methanesulfonic acid used 1n the preparation of the aqueous
alumina hydrate dispersion for the lower ink recerving layer
in Recording Medium 1 was changed from 1.50 parts to 3.00
parts. At this time, the content of methanesulfonic acid in the
aqueous alumina hydrate dispersion in the coating liquid for
the lower layer was 300 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 19

Recording Medium 19 was obtained in the same manner as
in Recording Medium 1 except that the addition amount of
methanesulfonic acid used 1n the preparation of the aqueous
alumina hydrate dispersion for the lower ink receiving layer
in Recording Medium 1 was changed from 1.50 parts to 3.00
parts. At this time, the content of methanesulfonic acid in the
aqueous alumina hydrate dispersion in the coating liquid for
the lower layer was 312 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 20

Recording Medium 20 was obtained in the same manner as
in Recording Medium 1 except that the solid content coating
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amount of the upper layer upon the preparation of the ink
receiving layers 1n Recording Medium 1 was changed to 3
g/m”.

Preparation of Recording Medium 21 5

Recording Medium 21 was obtained 1n the same manner as
in Recording Medium 1 except that the solid content coating
amount of the upper layer upon the preparation of the ink
rece;wing layers 1n Recording Medium 1 was changed to 7
og/m”.

Preparation of Recording Medium 22

Recording Medium 22 was obtained 1n the same manner as
in Recording Medium 1 except that the solid content coating
amount of the lower layer upon the preparation of the ink
receiving layers in Recording Medium 1 was changed to 40
g/m”.

15

Preparation of Recording Medium 23 =

Recording Medium 23 was obtained 1n the same manner as
in Recording Medium 1 except that the solid content coating
amount of the lower layer upon the preparation of the ink
receiving layers in Recording Medium 1 was changed to 43
g/m”. At this time, some cracks upon drying occurred in a
coating surface. However, no problem was caused upon prac-
tical use.

25

Preparation of Recording Medium 24 50

Recording Medium 24 was obtained 1n the same manner as
in Recording Medium 1 except that the solid content coating
amounts o the upper and lower layers upon the preparation of
the ik receiving layers in Recording Medium 1 was changed
to 25 g/m” and 15 g/m”>, respectively.

35

Preparation of Recording Medium 235
Recording Medium 25 was obtained in the same manneras
in Recording Medium 1 except that the solid content coating
amounts of the upper and lower layers upon the preparation of
the ik recerving layers in Recording Medium 1 was changed

to 30 g¢/m” and 10 g/m~, respectively.
45

Preparation of Recording Medium 26

Recording Medium 26 was obtained 1n the same manner as
in Recording Medium 1 except that the solid content coating
amounts of the upper and lower layers upon the preparation of >©
the ik receiving layers in Recording Medium 1 was changed
to 33 g/m* and 7 g/m?, respectively.

Preparation of Recording Medium 27

55

Recording Medium 27 was obtained 1n the same manner as

in Recording Medium 1 except that the alumina hydrate used

in the preparation of the aqueous alumina hydrate dispersions

for upper and lower ink recerving layers in Recording

Medium 1 was changed to the same parts of y-alumina (prod-

uct of Sumitomo Chemical Co., Ltd., trade name: AKP-
GO015).

60

Preparation of Recording Medium 28
63
Recording Medium 28 was obtained 1n the same manner as
in Recording Medium 1 except that ink receiving layers of 3

18

layers 1n total having an ink recetving layer having the same
composition as the upper layer in Recording Medium 1 and a
solid content coating amount of 10 g/m* between the lower
layer and the substrate in Recording Medium 1 were formed
by a multi-layer slide hopper type coater.

Preparation of Recording Medium 29

Recording Medium 29 was obtained in the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the lower ink receiving layer in
Recording Medium 1 was changed to the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1.

Preparation of Recording Medium 30

Recording Medium 30 was obtained in the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the lower ink receiving layer in
Recording Medium 1 was changed to the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 9.

Preparation of Recording Medium 31

Recording Medium 31 was obtained in the same manner as
in Recording Medium 1 except that methanesulfonic acid
used 1n the preparation of the aqueous alumina hydrate dis-
persion for the lower ink receiving layer in Recording
Medium 1 was changed to amidosulfuric acid, and the addi-
tion amount thereof was changed from 1.50 parts to 1.51
parts. At this time, the content of amidosulfuric acid 1n the
aqueous alumina hydrate dispersion in the coating liquid for
the lower layer was 156 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 32

Recording Medium 32 was obtained in the same manner as
in Recording Medium 1 except that methanesulfonic acid
used 1n the preparation of the aqueous alumina hydrate dis-
persion for the lower ink receiving layer in Recording
Medium 1 was changed to hydrochloric acid, and the addition
amount thereof was changed from 1.50 parts to 0.57 parts. At
this time, the content of hydrochloric acid in the aqueous
alumina hydrate dispersion in the coating liquid for the lower
layer was 156 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 33

Recording Medium 33 was obtained in the same manner as
in Recording Medium 1 except that 1.50 parts ol methane-
sulfonic acid used 1n the preparation of the aqueous alumina
hydrate dispersion for the lower ink receiving layer in
Recording Medium 1 was changed to a mixed acid of 1.00
part ol methanesulfonic acid and 0.60 parts of acetic acid. At
this time, the total content of methanesulfonic acid and acetic
acid 1n the aqueous alumina hydrate dispersion 1n the coating
liquid for the lower layer was 204 mmol per 1 kg of the
alumina hydrate.

Preparation of Recording Medium 34

It was attempted to prepare Recording Medium 34 1n the
same manner as i Recording Medium 1 except that 1.50
parts of methanesulfonic acid used 1n the preparation of the
aqueous alumina hydrate dispersion for the lower 1nk receiv-
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ing layer in Recording Medium 1 was changed to 2.50 parts of
benzenesulfinic acid. However, the preparation was impos-
sible because the coating liquid for the lower ink receiving
layer was gelled. At this time, the content of benzenesulfinic
acid 1n the aqueous alumina hydrate dispersion 1n the coating
liquid for the lower layer was 157 mmol per 1 kg of the
alumina hydrate.

Preparation of Recording Medium 35

It was attempted to prepare Recording Medium 35 1n the
same manner as in Recording Medium 1 except that 2.00
parts ol acetic acid used 1n the preparation of the aqueous
alumina hydrate dispersion for the upper ink receiving layer
in Recording Medium 1 was changed to 3.40 parts of pivalic
acid. However, the preparation was impossible because the
coating liquid for the lower 1nk receiving layer was gelled. At
this time, the content of pivalic acid 1n the aqueous alumina
hydrate dispersion in the coating liquid for upper layer was
333 mmol per 1 kg of the alumina hydrate.

Preparation of Recording Medium 36

Recording Medium 36 was obtained 1n the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed to the aqueous alumina

hydrate dispersion for the lower ink receiving layer in
Recording Medium 1.

Preparation of Recording Medium 37

Recording Medium 37 was obtained 1n the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
Recording Medium 1 was changed to the aqueous alumina
hydrate dispersion for the lower ink receiving layer in
Recording Medium 16.

Preparation of Recording Medium 38

Recording Medium 38 was obtained 1n the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the upper ink receiving layer in
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Recording Medium 1 was changed to the aqueous alumina
hydrate dispersion for the lower ink receiving layer in

Recording Medium 33.

Preparation of Recording Medium 39

Recording Medium 39 was obtained in the same manner as
in Recording Medium 1 except that the aqueous alumina
hydrate dispersion for the upper ink recerving layer and the
aqueous alumina hydrate dispersion for the lower ink receiv-
ing layer in Recording Medium 1 were both changed to the
aqueous alumina hydrate dispersion for the lower ink receiv-
ing layer in Recording Medium 33.

The compositions of these Recording Media 1 to 39 are
shown 1n Table 1.

Evaluating Methods

Bronzing Resistance

After each of the above-described recording media was
stored for 6 hours under a high-humidity environment of 30°
C. temperature and 80% relative humidity, a cyan solid image
was printed thereon by a commercially available ink jet
printer (manufactured by Canon Inc., trade name: MP980)
under the same environment. Whether bronzing occurred or
not was visually evaluated based on the following evaluation
criteria. Evaluated results are shown 1n Table 1.

Evaluation Criteria

AA: No occurrence of bronzing was observed;

A: A red tint was slightly observed 1n reflected light;

B: A red tint was observed 1n reflected light;

C: Metallic luster-like bronzing occurred.

Image Blurring Under High-Humidity Environment

Blue, green and red solid images were printed (Shot-1n ink
quantity: 200%) on the above-described recording media by a
commercially available ik jet printer (manufactured by
Canon Inc., trade name: MP980) to prepare printed samples.
Thereatter, the printed samples were respectively stored for
one week under a high-humidity environment of 30° C. tem-
perature and 90% relative humidity, and 1image blurring on
cach color was then visually observed to make evaluation
based on the following standard. Evaluated results are shown
in Table 1.

Evaluation Criteria

AA: No blurring occurred 1n all of the colors;

A: Blurring slightly occurred 1n some of the colors;

B: Blurring somewhat occurred 1n some of the colors;

C: Blurring markedly occurred 1n some of the colors.

TABLE 1
Deflocculating Amount of Amount of Coating amount
acid for deflocculating deflocculating  of ink receiving
alumina acid in upper Deflocculating acid in upper layer Image
hydrate or layer (mmol/kg acid for alumina layer (mmol/kg (g/m?) blurring
alumina 1n of alumma  hydrate or alumina of alumina (upper layer/ under high
upper layer (hydrate)) 1nupper layer (hydrate)) lower layer)  Bronzing humidity
Ex. 1 R.med.1 Acetic acid 333 Methane-sulfonic 156 10/30 AA AA
acid
Ex. 2 R.med. 2 Acetic acid 333 Ethane-sulfonic 136 10/30 AA AA
acid
Ex. 3 R.med.3 Acetic acid 333 Propane-sulionic 121 10/30 AA AA
acid
Ex. 4 R.med. 4 Acetic acid 333 Trifluoromethane- 100 10/30 B AA
sulfonic acid
Ex. 5 R.med.> Formic acid 435 Methane-sulfonic 156 10/30 A AA
acid
Ex. 6 R.med. 6 Propionic acid 270 Methane-sulfonic 156 10/30 AA AA
acid
Ex. 7 R.med.7 Butyric acid 227 Methane-sulfonic 156 10/30 AA AA
acid
Ex. &8 R. med. 8 Lactic acid 222 Methane-sulfonic 156 10/30 AA AA

acid
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TABLE 1-continued

Deflocculating Amount of Amount of Coating amount
acid for deflocculating deflocculating  of ink receiving
alumina acid in upper Deflocculating acid in upper layer Image
hydrate or layer (mmol/kg acid for alumina layer (mmol/kg (g/m?) blurring
alumina in of alumina  hydrate or alumina of alumina (upper layer/ under high
upper layer (hydrate))  1nupper layer (hydrate)) lower layer)  Bronzing humidity
Ex. 9 R.med. 9 Pyruvic acid 227 Methane-sulfonic 156 10/30 A AA
acid
Ex. R. med. Vinylacetic 232 Methane-sulfonic 156 10/30 A AA
10 10 acid acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 10/30 AA AA
11 11 acid
Ex. R. med. Acetic acid 183 Methane-sulfonic 156 10/30 AA B
12 12 acid
Ex. R. med. Acetic acid 200 Methane-sulfonic 156 10/30 AA A
13 13 acid
Ex. R. med. Acetic acid 500 Methane-sulfonic 156 10/30 A AA
14 14 acid
Ex. R. med. Acetic acid 550 Methane-sulfonic 156 10/30 B AA
15 15 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 94 10/30 AA B
16 16 acid
EX. R. med. Acetic acid 333 Methane-sulfonic 100 10/30 AA A
17 17 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 300 10/30 A AA
18 1% acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 312 10/30 B AA
19 19 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 5/30 B A
20 20 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 7/30 A AA
21 21 acid
EX. R. med. Acetic acid 333 Methane-sulfonic 156 10/40 AA AA
22 22 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 10/43 AA AA
23 23 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 25/15 AA A
24 24 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 30/10 AA A
25 25 acid
EX. R. med. Acetic acid 333 Methane-sulfonic 156 33/7 AA B
26 26 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 10/30 AA A
27 27 acid
Ex. R. med. Acetic acid 333 Methane-sulfonic 156 10/30 AA AA
28 28 acid
Comp. R. med. Acetic acid 333 Acetic acid 333 10/30 AA C
Ex. 1 29
Comp. R.med. Acetic acid 333 Pyruvic acid 227 10/30 AA C
Ex. 2 30
Comp. R.med. Acetic acid 333 Amidosulfuric 156 10/30 AA C
Ex. 3 31 acid
Comp. R.med. Acetic acid 333 Hydrochloric acid 156 10/30 B C
Ex. 4 32
Comp. R. med. Acetic acid 333 Acetic acid, 204 10/30 A C
Ex. 5 33 methane-sulfonic
acid
Comp. R.med. Acetic acid 333 Benzene-sulfonic 157 Impossible coating
Ex. 6 34 acid
Comp. R.med. Pivalic acid 333 Methane-sulfonic 156 Impossible coating
Ex. 7 35 acid
Comp. R.med. Methane- 156 Methane-sulfonic 156 10/30 C A
Ex. 8 36 sulfonic acid acid
Comp. R. med. Methane- 94 Methane-sulfonic 156 10/30 C A
Ex. 9 37 sulfonic acid acid
Comp. R.med. Acetic acid, 204 Methane-sulfonic 156 10/30 C A
Ex. 38 methane- acid
10 sulfonic acid
Comp. R.med. Acetic acid, 204 Acetic acid, 204 10/30 C C
Ex. 39 methane- methane-sulfonic
11 sulfonic acid acid
(Note)

R. med.: Recording medium
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As shown 1n Table 1, Examples 1 to 28 (Recording Media
1 to 28) are good 1n bronzing resistance and 1image blurring
resistance under a high-humidity environment. In these
examples, the acid contained 1n the upper 1nk receiving layer
corresponds to an acid represented by the general formula [I],
and the acid contained 1n the lower 1ink receiving layer corre-
sponds to an acid represented by the general formula [1I].

On the other hand, Comparative Examples (Recording
Media 29 and 30) where the carboxylic acid represented by
the general formula [I] was used 1n the lower ink recerving,
layer showed considerably lowered image blurring resistance
under a high-humidity environment compared with Record-
ing Medium 1. Comparative Example (Recording Medium
31) where a sulfonic acid in which R* in general formula [II]
1s an amino group with high hydrophilicity was used showed
lowered 1mage blurring resistance under a high-humidity
environment compared with Recording Medium 1.

Comparative Example (Recording Medium 32) where
hydrochloric acid that 1s an morganic acid was used 1n the
lower 1nk receiving layer showed lowered image blurring
resistance compared with Recording Medium 1.

In Comparative Examples (Recording Media 34 and 35)
where a carboxylic acid or sulfonic acid in which R' or R* in
general formula [I] or [1I] has 4 or more carbon atoms was
used, the aqueous alumina hydrate dispersion using this acid
underwent gelling upon the preparation of a coating liquid,
and so coating was impossible.

Comparative Examples (Recording media 36 and 37)
where the sulfonic acid represented by the general formula
[1I] was used 1n the upper ink receiving layer showed lowered
bronzing resistance compared with Recording Medium 1.

Comparative Examples (Recording media 33, 38 and 39)
where the acids represented by the general formulae [I] and
[II] were used 1n combination showed at least one of lowered
image blurring resistance and lowered bronzing resistance
compared with Recording Medium 1. From this fact, 1t 1s
understood that a highly advantageous effect 1s recognized
when the carboxylic acid represented by the general formula
[I] 1s used singly 1n the upper ink recerwving layer, and the
sulfonic acid represented by the general formula [II] 1s used
singly in the lower ik receiving layer without using both
acids 1n combination.

According to the present invention, there can be provided
recording media capable of effectively preventing image
blurring under a high-humidity environment and a bronzing
phenomenon.

While the present invention has been described with refer-
ence to exemplary embodiments, it 1s to be understood that
the invention 1s not limited to the disclosed exemplary
embodiments. The scope of the following claims 1s to be
accorded the broadest mterpretation so as to encompass all
such modifications and equivalent structures and functions.

10

15

20

25

30

35

40

45

50

24

This application claims the benefit of Japanese Patent
Application No. 2009-226926, filed Sep. 30, 2009, which 1s
hereby incorporated by reference herein in 1ts entirety.

What 1s claimed 1s:

1. A recording medium comprising a substrate and two or
more 1k recerving layers provided on the substrate, wherein
an upper layer of the ink recerving layers, which 1s a layer
most distant from the substrate, and a lower layer, which is a
layer located just under the upper layer, are ink receiving
layers containing at least one selected from alumina hydrate
and alumina, an acid and a hydrophilic binder, and wherein
the acid contained 1n the upper layer 1s a carboxylic acid
represented by the following general formula [I], and the acid
contained 1n the lower layer 1s a sulfonic acid represented by
the following general formula [II]:

R1—COOH General formula [I]

where in the general formula [I], R' is a hydrogen atom or
a branched or unbranched alkyl or alkenyl group having
1 to 3 carbon atoms, with the proviso that R' may have at
least one of a hydroxyl group, an oxo group, an amino
group (—NHR or —NRR"), an alkoxy group (—OR), an
acyl group (R—CO—), alkanoylamino group (—NH-
COR) and a carbamoyl group as a substituent, R and R’
are, independently of each other, a hydrogen atom or an
alkyl group having 1 or 2 carbon atoms, and R 1s not a
hydrogen atom when the substituent 1s an alkoxy group
or an alkanoylamino group,

R°—SO,H General formula [II]

where in the general formula [1I], R* is a hydrogen atom or
a branched or unbranched alkyl or alkenyl group having
1 to 3 carbon atoms, with the proviso that R* may have at
least one of an oxo group, halogen atoms, an alkoxy
group (—OR) and an acyl group (R—CO—) as a sub-
stituent, R 1s a hydrogen atom or an alkyl group having,
1 or 2 carbon atoms, and R 1s not a hydrogen atom when
the substituent 1s an alkoxy group,

wherein the upper layer contains the carboxylic acid rep-

resented by the general formula [I] 1n an amount of 200
mmol or more and 500 mmol or less per 1 kg 1n total of
the alumina hydrate and alumina.

2. The recording medium according to claim 1, wherein a
solid content coating amount of the upper layer is 7 g/m” or
more and 20 g/m~ or less, and a solid content coating amount
of the lower layer is 10 g/m” or more.

3. The recording medium according to claim 1, wherein the
lower layer contains the sulfonic acid represented by the
general formula [1I] 1n an amount of 100 mmol or more and
300 mmol or less per 1 kg 1n total of the alumina hydrate and
alumina.
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